Synthetic Information
Scheme S1 (i) NaN 3 
2-(3,5-(Dimethyl)-1H-pyrazol-1-yl)-N-[2-(3,5-(dimethyl)-1H-pyrazol-1-yl)ethyl]ethanamine (S0)
Compound S0 was synthesised by a modification of the method for synthesis of bis(pyrazolylethyl)amine described by Sorrell, et al. [1] Dry DMF (350 mL) was poured into a three neck flask in a glovebox, and then 60% sodium hydride (20.6 g, 0.515 mol) was added while purging the flask with N 2 . 3,5-dimethylpyrazole (33.0 g, 0.343 mol) was slowly added, with stirring. The solution was stirred for 2 h, and then bis(2-chloroethyl)amine hydrochloride (28.7 g, 0.161 mol) was added. The resulting solution was heated at 60 °C for two days. The solvent was removed (rotary evaporation) and the resulting solid dissolved in boiling water (800 mL) and crystallized on standing at 4 °C. This was collected by filtration, dissolved in methanol (250 mL) and washed with hexane (2 × 600 mL). Solvent was removed, and the resulting white solid was dissolved in boiling water (1 L). White needle-shaped crystals formed on cooling to room temperature, and were collected by filtration (48.5 g, 91%). 
Compound S0 (4.81 g, 14.4 mmol) was dissolved in 25 mL CH 3 CN. K 2 CO 3 (7.99 g, 57.8 mmol)
was added, and then 3-bromopropyne (80% w/w in toluene, 1.6 mL, 15 mmol) was added dropwise. The resulting yellow suspension was refluxed overnight, over which time it became dark brown. K 2 CO 3 was filtered off, and the resulting dark brown solution was run through a plug of basic alumina. Solvent was removed to yield a brown oil (3.05 g, 70% Figure S26 . 
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Crystallographic Data
An ORTEP plot of the cation of complex S3 is shown in Fig. S38 , with selected bond lengths and angles provided in Tables S1 and S2. There is very little variation in bond lengths between complex S3 and its non-methylated analogue 3a, with the exception of the Co-O(1) bond length.
This can be attributed to the increased steric crowding provided by the incorporation of the methylated pyrazole rings, a phenomenon which is reflected in an increase in some of the bond angles adjacent to the methylated pyrazole rings (especially N(6)-Co-O(1) and N(5)-Co-N(6)) and a corresponding decrease in bond angles remote from the methyl substituents (e.g. N(1)-Co-O(2)). We note that methyl substitution of pyrazole rings does not have any impact on CuAAC chemistry, although further steric bulk may impede coordination. Figure S38 .
An ORTEP diagram of the solid state structure of complex S3. Ellipsoids are drawn at the 50% probability level and counter-anions and solvent molecules have been omitted for clarity. The ∆ enantiomer is shown in each case. 
Density Functional Theory (DFT) Calculations
Calculations were conducted on the isomers using a B3LYP functional [2] with 6-31G(d) basis set on all atoms except Co for which a LANL2DZ effective core potential [3] was used. The calculations were implemented using Gaussian 09. [4] Calculated structure of the cis, cis-isomer of 3d 
